for assignment). Positions of the signals are moreover listed in Table S1 . The assignment of the signals was done on the basis of works of Yoshikawa et al. [1, 2] .
Figure S4
: Molecular structures of β-aescin structures present in fractions 1 and 2 obtained by RP-HPLC. Signals belonging to the colour encoded protons can be found in Figure S3 as well as in Table S1 . The main difference between both structures in the presence of a tiglic acid residue on C-21 in fraction 1 and an angelic acid residue in fraction 2. The presence of D-xylose instead of D-glucose on the position of the sugar marked with 1''' could not be confirmed. Figure S5 : Titration curve of an aqueous aescin solution with a concentration of 0.45 mM. This concentration is near the solubility limit of aescin in pure water. As base a 10 mM sodium hydroxide solution was used. Measurements were performed with a 905 Titrando (Methrom, Filderstadt, Germany). The pKa value of aescin was determined from the buffer region to a value of 4.7 ± 0.2. Figure S6 : Concentration-normalized autofluorescence of aescin at different concentrations. The fluorescence intensity of aescin was normalized to the aescin concentration in solution. Consequently, the value Iaescin·caescin -1 describes the fluorescence ability of a defined number of aescin molecules. This ability strongly decreases with increasing aescin concentration. Measurements were performed in a buffer solution with constant pH value of 7.4. 
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